Stoichiometric and catalytic TMPH experimental results:
General Points:
Each reaction was conducted on a 2 mmol scale, in the same volume of dried hexane (10 mL) at room temperature under an argon atmosphere.
Each time entry in the tables below represents a 0.5 mL aliquot taken from the reaction mixture. This aliquot was transferred to a second Schlenk tube, the solvent removed in vacuo and the residue was dissolved in 0.5 mL of deuterated benzene.
The % conversion of 4-t-butylpyridine to the 2-zincated 4-t-butylpyridine product was calculated using the integrations of the metalated 4-t-butylpyridine and the free 4-tbutylpyridine resonances from the 1 H NMR spectrum. Crystallography Experimental.
Et 2 Zn reactions
All data were collected at low temperature using Mo Ka radiation (? = 0.71073 Å). Compounds 5 and 8 were measured on an Oxford Diffraction Gemini S instrument and all others on Nonius Kappa CCD diffractometers. All structures were solved and refined using the SHELX range of programmes. Full details for each individual structure are given in the deposited cif files. 
